Part I: Ligands and complexes studied. S3 . 1 H-NMR spectrum of complex (a) 1a and (b) 1b in CD 3 CN at 298 K with a spectral width of ~200 ppm (no. of scans = 82 and 64 respectively). Inset shows the individual expanded portions of the spectrum. Solvent peaks are denoted by (*). The peaks have been assigned based on previous reported literature (see Ref. 10a, 13b, 20 in main text).
-S6- [a] and (b) σ p + values [a] in the reaction of 1b with p-X-thioanisole at -40 °C, where k X and k H are the pseudo first-order rate constants of p-Xthioanisole and thioanisole respectively.
[a] Values taken from Brown et al, J. Am. Chem. Soc., 1958, 80, 49797 . [a] The reactions were followed by monitoring the UV-vis spectral changes of the reaction solution. [a] All the reactions were followed by monitoring UV-vis spectral changes of the reaction solution.
[b] Values taken from Brown et al, J. Am. Chem. Soc., 1958, 80, 4979. [c] Relative rate constant obtained by dividing the k 2 of p-X-benzyl alcohol by k 2 of p-H-benzyl alcohol. Part III: Computational data. 
